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GRAPHENE-TRANSITION METAL
CATALYST FOR HYDROGEN EVOLUTION
REACTION

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application claims priority to U.S. Provisional Appli-
cation No. 62/950,374, filed 19 Dec. 2019, which is incor-
porated by reference herein in its entirety.

STATEMENT REGARDING FEDERALLY
SPONSORED RESEARCH OR DEVELOPMENT

This invention was made with government support under
Grant Number DE-EE0008082 awarded by the Department
of Energy (DOE). The government has certain rights in the
invention.

BACKGROUND

The production of hydrogen via water electrolysis can
provide a low-carbon means of hydrogen gas production
particularly for hydrogen vehicles, long distance transport of
energy, and seasonal energy storage. The development of
low-cost and reliable catalysts for the oxygen evolution
reaction (OER) and the hydrogen evolution reaction (HER)
is a key component in achieving the widespread adoption of
this technology.

Water electrolysis is a potentially cost effective and car-
bon neutral means of hydrogen gas production. In the United
States, the targeted cost of hydrogen production, as set by
the Department of Energy (DOE), is $2/kg by 2020 (EERE,
2012). The development of low-cost and reliable catalysts
for the oxygen evolution reaction (OER) and the hydrogen
evolution reaction (HER) is a key component in achieving
this goal. The relatively recent introduction of anion
exchange membranes has allowed for the substitution of
cheaper transition metal catalysts for platinum group metals
(PGMs) in these reactors (Subbaraman, R, et al., 2012;
McKone, J R, et al., 2013; Deng, J, et al., 2014; You, B, et
al., 2016; Safizadeh, F, et al., 2015; Jin, H, et al., 2015).

In alkaline media, the HER presents a particular chal-
lenge: at higher pH values, the HER is more sluggish
because H* is generated in-situ from the catalytic dissocia-
tion of water, (Subbaraman, R, et al., 2011; Danilovic, et al.,
2012; Liu, B, et al., 2017), whereas in acidic media H* is
freely available (Wang, J, et al., 2017; Li, X, et al., 2016).
The relatively recent introduction of anionic exchange poly-
mer membranes for alkaline water electrolysis has enabled
the use of lower-cost metal catalysts in these electrochemi-
cal reactors that would otherwise corrode in reactors that use
traditional proton exchange membranes. Thus, there is an
urgent need for new catalysts for water electrolysis.

SUMMARY

The present technology provides a functionalized mono-
metallic catalyst containing a transition metal, such as Ni,
for use in a hydrogen evolution reaction (HER). Among
transition metals, nickel has shown high activity towards the
HER. However, there are two main drawbacks to using
nickel as a HER catalyst: 1) nickel easily oxidizes to the
electrochemically inactive nickel oxide, and 2) prolonged
use of nickel results in the inactivation of the catalyst
through the buildup of hydrides, which poison the catalyst.
The present technology optimizes nickel and other transition
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metals as catalysts for HER to overcome these drawbacks
and to provide a low cost catalyst with increased efficiency.
Layers of graphene introduced during the synthetic process
envelop Ni nanoparticles, making them resistant to passiva-
tion while maintaining an optimal ratio of Ni® to NiO,. The
layers of graphene provide a self-healing catalyst. The
functionalized transition metal catalyst can be prepared by
forming a complex comprising a transition metal ion and a
chelating agent in the presence of a carbon support.

Nickel or other transition metals can oxidize under ambi-
ent conditions to form oxides; however, the formation of thin
layers of graphene around nickel metal particles limits
oxidation. In the presence of the graphene layers, a portion
of' the transition metal can still oxidize. The original amount
of transition metal oxide can be re-established by exposure
to atmosphere or by cycling the potential to the anode
region. Via this mechanism, the transition metal catalyst
material is “self-healing”, because the oxophilic moieties
that confer the material’s increased activity are regenerated
spontaneously under ambient conditions.

The transition metal-based catalyst is prepared via pyroly-
sis of a chelated metal salt in the presence of a carbon
support. The resulting functionalized metal, such as Ni,
contains an optimal ratio of reduced (M°) and oxidized
(MO,) forms for catalysis and water adsorption, respec-
tively, without passivating the catalyst. The ratio of M° to
MO, is maintained due to the protection of M° sites by
several layers of graphene introduced during synthesis. The
presence of the graphene layers was confirmed by high
resolution transmission electron microscopy, while the
material’s resistance to passivation was demonstrated by
in-situ X-ray absorption studies. The stability and activity of
the functionalized Ni catalyst has been demonstrated in
half-cell RDE and full-cell hydrogen pump experiments. In
the case of the latter, the functionalized Ni surprisingly
outperformed a Pt catalyst.

The present technology can be further summarized by the
following list of features.

1. A method of making a transition metal catalyst, the

method comprising the steps of:

(a) forming a slurry comprising carbon black particles
and an aqueous solution comprising a salt of a
transition metal M and an oxygen-containing chelat-
ing agent;

(b) mixing the slurry, whereby the aqueous solution is
absorbed by the carbon black particles;

(c) separating the carbon black particles containing the
absorbed solution from the non-absorbed solution;

(d) drying the separated carbon black particles to obtain
a solid product; and

(e) heating the solid product, whereby a first portion of
M is oxidized, a second portion of M is reduced to
form nanoparticles comprising M°, and a carbon
matrix comprising graphene forms and surrounds the
nanoparticles to form the catalyst.

2. The method of feature 1, wherein M is a 3d transition
metal selected from the group consisting of scandium,
titanium, vanadium, chromium, manganese, iron,
cobalt, nickel, copper, zinc, and combinations thereof.

3. The method of feature 2, wherein M is nickel.

4. The method of feature 2, wherein the nanoparticles
comprise M:M, O,/C, and wherein y is from 3-9 and
x=(2y-1).

5. The method of any of features 1-3, wherein the nan-
oparticles comprise M:M,0,/C, and wherein 1=y=3
and 1=xs<5.
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6. The method of any of the preceding features, wherein
the oxygen-containing chelating agent is selected from
the group consisting of N-nitroso-N-phenylhydrox-
ylamine (cupferron), ethylenediamine-tetraacetic acid,
2,3-dimercaptopropane-1-sulfonate, deferoxamine,
nitrilo acetic acid, dimercaprol, meso-2,3-dimercapto-
succinic acid, and combinations thereof.

7. The method of any of the preceding features, wherein
the slurry formed in (a) comprises about 40 wt % of M,
to which a solution of the oxygen-containing chelating
agent is added dropwise.

8. The method of any of the preceding features, wherein
the slurry formed in (a) comprises M and the oxygen-
containing chelating agent in a 1:2 molar ratio.

9. The method of any of the preceding features, wherein
the heating in (e) is performed at about 600° C. to 800°
C., such as at about 700° C.

10. The method of any of the preceding features, wherein
the heating in (e) is performed for about 1 hour to about
5 hours, such as for about 3 hours.

11. The method of any of the preceding features, wherein
the heating of (e) is performed in an inert atmosphere.

12. The method of any of the preceding features, wherein
the nanoparticles formed in (e) further comprise an
oxidized form of M.

13. The method of feature 12, wherein the nanoparticles
formed in (e) comprise reduced and oxidized forms of
M at an atomic ratio in the range from about 1:1 to
about 1:3.

14. The method of any of the preceding features, wherein
the nanoparticles are each surrounded by from 1 to 5
layers of graphene.

15. The method of any of the preceding features, wherein
M in the final catalyst is prevented from contacting
water when the catalyst is used in an aqueous environ-
ment.

16. The method of any of the preceding features, wherein
the final catalyst comprises from about 10% to about
70% of M (wt/wt) based on the total weight of the
catalyst.

17. The method of any of the preceding features, wherein
the carbon black particles comprise microparticles and/
or nanoparticles.

18. The method of any of the preceding features, wherein
the carbon black particles have a surface area of at least
about 1000 m*/g, at least about 1200 m*/g, or at least
about 1400 m?/g.

19. The method of any of the preceding features, wherein
the method does not comprise use of a reducing agent.

20. A transition metal catalyst made by the method of any
of the preceding features.

21. A transition metal catalyst comprising a plurality of
nanoparticles, wherein each nanoparticle comprises
both reduced and oxidized forms of a transition metal
M and is encased in one or more layers of graphene.

22. The transition metal catalyst of feature 21, wherein M
is a 3d transition metal selected from the group con-
sisting of scandium, titanium, vanadium, chromium,
manganese, iron, cobalt, nickel, copper, zinc, and com-
binations thereof.

23. The transition metal catalyst of feature 22, wherein M
is nickel.

24. The transition metal catalyst of feature 22, wherein the
nanoparticles comprise M:M,0,/C, and wherein y is
from 3-9 and x=2y-1).
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25. The transition metal catalyst of any feature 22 or 23,
wherein the nanoparticles comprise M:M,0,/C, and
wherein 1=y=<3 and 1=x<5.

26. The transition metal catalyst of any of features 21-25,
wherein the nanoparticles comprise reduced and oxi-
dized forms of M at an atomic ratio in the range from
about 1:1 to about 1:3.

27. The transition metal catalyst of feature 26, wherein the
atomic ratio of reduced to oxidized forms of M is about
1:2.

28. The transition metal catalyst of any of features 21-27,
wherein one or more oxidized forms of M are present
at a surface of the nanoparticles.

29. The transition metal catalyst of any of features 21-28,
wherein each nanoparticle is encased in one to five
layers of graphene.

30. The transition metal catalyst of any of features 21-29,
wherein the nanoparticles have an average diameter in
the range from about 5 nm to about 50 nm.

31. The transition metal catalyst of any of features 21-30,
wherein the catalyst is suitable for catalyzing a hydro-
gen evolution reaction and/or an oxygen evolution
reaction.

32. The transition metal catalyst of any of features 21-31,
wherein the catalyst is more stable when used to carry
out a hydrogen evolution reaction or an oxygen evo-
Iution reaction than a Pt/C or Pt-M/C catalyst.

33. The transition metal catalyst of any of features 21-32,
wherein the catalyst provides a higher voltage than a
Pt/C catalyst when used in a full cell hydrogen pump.

34. An electrode comprising the transition metal catalyst
of any of features 21-33.

The present technology can be applied to 3d transition
metals and transition metal salts. Examples of 3d transition
metals are iron, cobalt, copper, nickel, and zinc. Examples of
“transition metal salts” are metal salts in which the metal
ions are transition metal ions, such as metals in the d-block
of the periodic table of the elements, including the lantha-
nide and actinide series. Transition metal salts include, but
are not limited to, salts of scandium, titanium, vanadium,
chromium, manganese, iron, cobalt, nickel, copper, zinc,
yttrium, zirconium, niobium, molybdenum, technetium,
ruthenium, rhodium, palladium, silver, cadmium, lantha-
num, cerium, praseodymium, neodymium, promethium,
samarium, europium, gadolinium, terbium, dysprosium, hol-
mium, erbium, thulium, ytterbium, lutetium, hathium, tan-
talum, tungsten, rhenium, osmium, iridium, platinum, gold,
mercury, actinium, thorium, protactinium, uranium, neptu-
nium, plutonium, americium, curium, berkelium, califor-
nium, einsteinium, fermium, mendelevium, nobelium, and
lawrencium. Any salt which has sufficient aqueous solubility
for use in the synthesis of the catalyst can be used, such as
chlorides, sulfates, and nitrates.

As used herein, the term “about” refers to a range of
within plus or minus 10%, 5%, 1%, or 0.5% of the stated
value.

As used herein, “consisting essentially of” allows the
inclusion of materials or steps that do not materially affect
the basic and novel characteristics of the claim. Any reci-
tation herein of the term “comprising”, particularly in a
description of components of a composition or in a descrip-
tion of elements of a device, can be exchanged with the
alternative expression “consisting of” or “consisting essen-
tially of”.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 shows a mono-metallic functionalized HER
mechanism (prior art).
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FIG. 2 shows an example of chelation and heat treatment
steps of a catalyst synthetic method.

FIG. 3 shows HER comparison for Pt/C (LD: 10 pg metal
cm™2) vs. non-PGM (LD: 50 ug metal cm™) from 0 V to
0.6 Vg in H,.

FIGS. 4A-4C show a steady-state comparison after vari-
ous upper anodic limit CV for Ni-functionalized/K600 (FIG.
4A), N/K600 (FIG. 4B) and Ni—Cr/K600 (FIG. 4C).
Conditions: 0.1M KOH, 50° C., H, purged, 2500 rpm.

FIGS. 5A-5C show cathodic stability studies @-0.3 V5
(before iR comp) of Ni-functionalized/K600 (FIG. 5A),
Ni/K600 (FIG. 5B), and Ni—Cr/K600 (FIG. 5C). HER
activity plots are taken from the CVs, (0 Vg to -0.3
Vizmz), wWhich are shown in each of the insets of FIGS.
5A-5C. Insets show a complete CV, to focus on the Ni/NiO,
redox peaks. Conditions: 0.1M KOH, 50° C., H, purged,
2500 rpm.

FIG. 6A shows a HR-TEM image of a 30% Ni-function-
alized/K600 (Ni-func/K600). FIG. 6B shows SAD patterns
of Ni-functionalized/K600 (Ni-func/K600) taken at 100 nm
area. FIG. 6C shows a HR-TEM image of a 70% Ni-
functionalized (Ni/K600). FIG. 6D shows a SAD pattern of
Ni-functionalized (Ni/K600) taken at 100 nm area.

FIGS. 7A-7B show Ni 2p contribution for Ni-functional-
ized/K600 (FIG. 7A) and Ni/K600 (FIG. 7B).

FIGS. 8A-8D show EXAFS for Ni-functionalized/K600
(FIG. 8A), ex-situ and in-situ XANES for Ni-functionalized/
K600 (FIG. 8B), EXAFS for Ni/K600 (FIG. 8C), and ex-situ
and in-situ XANES for Ni/K600 (FIG. 8D).

FIGS. 9A-9C show Faradaic current fitting for a 10
minute hold at -0.3V. Experimental data were taken from
FIGS. 5A-5C. FIG. 9A—N1/K600. FIG. 9B—Ni—Cr/K600.
FIG. 9C—Ni-functionalized/K600. FIGS. 9D-9F show sur-
face occupancy of the five surface sites for FIG. 9D—Ni/
K600. FIG. 9E—Ni—Cr/K600, and FIG. 9F—Ni-function-
alized/K600.

FIG. 10 shows polarization curves of hydrogen pump fuel
cells equipped with Ni-functionalized/K600, Ni—Cr/K600,
Ni/K600 or Pt/C HER catalysts.

DETAILED DESCRIPTION

The present technology provides a functionalized mono-
metallic transition metal (M)-based catalyst where layers of
graphene introduced during the synthetic process envelop
the M° particles making these moieties resistant to passiva-
tion while maintaining an optimal ratio of M° and a transi-
tion metal oxide (MOx). For example, if the transition metal
is nickel, the layers of graphene introduced during the
synthetic process envelop the Ni® particles making these
moieties resistant to passivation while maintaining an opti-
mal ratio of Ni° and NiO,. Fundamental studies of using
rotating disk electrodes (RDE) demonstrate the anodic and
cathodic stability of a functionalized Ni catalyst. The effi-
cacy of the Ni catalyst is demonstrated in the practical
context of a fuel cell operated in a hydrogen pump configu-
ration that exhibits superior alkaline HER activity and
durability in a practical device of H, pump. These comple-
mentary characterizations show that unlike regular Ni,
whose surface is susceptible to poisoning through hydride
formation, the surface of the functionalized Ni catalyst is
fully active for HER.

In alkaline media, there are three steps for HER mecha-
nism (Reactions 1-3, shown below) (Deng, I, et al., 2014;
Sheng, W, et al., 2010; Durst, J, et al., 2014; Krstaji¢, N, et
al., 2001). Although there is a debate as to whether the HER
mechanism undergoes Volmer-Tafel or Volmer-Heyrovsky,
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it is generally accepted that the Volmer step occurs first,
breaking the water molecule before the hydrogen recombi-
nation to form H,. In addition, the side product OH", needs
to be removed from the surface efficiently to complete the
Volmer step.

Volmer: H,O(l)+e"—H, ;+OH (aq) (Rec. 1)
Heyrovsky: H,O(l)+e +H,;,—H,(g)+OH (aq) (Rec. 2)
Tafel: H,;+H,;,—~H(g) (Rec. 3)

Based on Rec. 1, it is ideal to have two active sites that can
absorb H, ,, and OH_ ,, so OH_, can be further released into
the bulk forming OH™. Therefore, the HER rate is deter-
mined by either water dissociation, H, ,, removal (Nerskov,
J K, et al,, 2005; Miles, M H, 1976), or OH removal,
depending on which step is the slowest. Hence, a bifunc-
tional or “co-catalyst” mechanism is ideal for optimizing
electrocatalyst performance (Subbaraman, R, et al., 2011).
Furthermore, the affinity for both H ;. and OH_,, are equally
important. While the need for optimized H,, affinity is
apparent (Moretti, et al., 2000), the role of the OH_ ;; site is
less clear.

It is essential that the affinity of the catalyst site for OH,, ;.
is not too strong, otherwise the turn-over frequency (TOF) of
the reaction would decrease as the sites will be blocked by
the oxide passivation layer. Lyons et al. have conducted
extensive studies of transition metal surfaces in alkaline
electrolyte (Lyons, et al., 2008, 2011). The surface described
in the reports by Lyons et al. is a non-stoichiometric,
oxy-hydroxide network. While detailed radio-labeling (**0)
studies have not been conducted to examine the dynamics of
this complex network, it could be surmised that this surface
likely undergoes a dynamic exchange of OH_, with water
molecules at the solid-liquid interface. This dynamic regen-
eration of the OH,,,, “co-catalyst” can be the key to devel-
oping high-performance electrocatalysts for alkaline HER.

One approach to address the “co-catalyst” issue is the
introduction of multiple elements to fit the bifunctional
mechanism theory (Zhang, L, et al., 2018; Liang, Z, et al.,
2017). Yet from the industry point of view, it is preferable to
have a good monometallic catalyst prepared using scalable
synthesis methods; as opposed to complex co-deposition of
metals on expensive carbonaceous material or using high
annealing temperature to promote graphitization, phosphi-
dation, sulfidation, or nitridation (Zhang, R, et al., 2017;
Zhou, X, et al., 2017; Zhou, Z, et al., 2017).

Nickel, and other 3d transition metals, possess a 3d band
spanning the Fermi level which satisfies the Sabatier Prin-
ciple and therefore make them candidates for HER catalysts
in an alkaline environment. Among these metals, Ni shows
the highest resistance towards corrosion in an alkaline
environment. These properties of Ni result in close affinity
for electrons to transfer from adsorption site to proton
(Selvaratnam, 1960; Krstaji¢, N, et al., 2001; Miles, M H, et
al., 1976). Furthermore, the proper ratio of Ni—NiO_ is
essential to achieve the optimum HER rate at low overpo-
tential. Wang et al. demonstrated the importance of main-
taining a 1:2 Ni%NiO, ratio in a study describing hybrid
Ni-based HER catalysts supported on bamboo-like carbon
nanotubes (Wang, J, et al., 2017). The decade of HER
activity over time is directly related to a smaller ratio of
Ni—NiO, due to passivation of Ni surface and possible at
the nanometer level of the subsurface. The dependence of
HER kinetics on Ni—NiO, ratio is evident in the following
mechanisms (Liang, Z, et al., 2017):
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Volmer step:

H,O(1)+Ni(s)+Ni(OH)+e"—Ni-H,+Ni(OH),—

OH,;(HER rds) (Rec. 4)
Tafel step (HER):
2Ni—H,, ~Ni(s)+H,(g) and Ni(OH),—OH, . —>Ni
(OH)yte™ (Rec. 5)

FIG. 1 shows the advantages of maintaining an optimized
ratio of Ni°® and non-conductive NiO,. However, in the case
of Ni catalysts prepared from the simple reduction of Ni salts
onto a carbon support, there is little to no control over this
ratio. In addition, unfavorable amounts of passivating NiO,
are generated under anodic potentials and ambient condi-
tions.

Conventional preparation of nickel catalysts involves the
reduction of a nickel precursor salt in the presence of a
carbon support. This process can involve the use of a
corrosive reducing agent such as sodium borohydride. The
functionalized nickel catalysts disclosed herein can be pre-
pared, for example, by forming a complex comprising nickel
ions and a chelating agent, for example, cupferron, in the
presence of a carbon support. The catalyst can be prepared
by adding enough nickel salt to a slurry of the carbon
support to create a mixture that is about 40% by weight
nickel. A solution of cupferron (2:1 molar ratio with respect
to nickel) is added dropwise to the nickel/carbon slurry and
allowed to stir at room temperature for about 24-72 hours or
about 1-3 days. The mixture is filtered, dried, and heat
treated at about 700° C. for about three hours.

During the heat treatment, the following sequential pro-
cesses occur 1) the nickel ions are converted to nickel oxide,
2) the cupferron decomposes into a brittle polymer in which
the nickel oxide particles are embedded, 3) nickel oxide is
reduced to nickel metal, and 4) the carbon back-bone is
graphitized by the nickel metal. The resulting catalyst has
nickel particles embedded in the carbon support, and the
nickel particles are covered by several layers of graphene.
Electrochemical tests show an improved activity of this
catalyst towards HER relative to traditionally prepared
nickel on carbon catalysts and a performance that is sus-
tained over a prolonged period of time.

Using the present technology, a monometallic Ni-based
catalyst is prepared and is shown to have a higher HER
activity and better resistance passivation and hydride deac-
tivation when compared to other types of Ni-based catalysts.
The reserve of Ni active sites from the Ni-functionalized/
K600 out-performs the highly active Ni—Cr/K600, which
originally had the best M:MO, ratio. The characterization
results from XRD, XPS, XAS, HR-TEM, SAD and TGA
show that the Ni catalyst is functionalized by multiple layers
of graphene. It is these graphene layers which protect Ni
from H, poisoning in cathodic potential as well as passiva-
tion in anodic potential.

Furthermore, understanding the role of hydride and
hydroxide formation during cathodic or anodic operation
can elucidate the HER kinetic mechanisms. The kinetic
results can be used to predict different HER behavior in
real-life anion exchange membrane cell applications. XPS
results were the only validation for Ni/K600 and Ni/func-
tionalized. However, the successful kinetic model was able
to provide the surface coverages term from M, MO, and H..
Most importantly, the development of the kinetic model has
led to the faradaic current density and rates expressions (Eq.
1-3). There is no hydride coverage detected from Ni-func-
tionalized/K600 fitting. Moreover, the hydride formation
rate k, from Ni-functionalized/K600 is much slower com-
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pared to the other catalysts, due to the protection of graphite
layers from H,_ poisoning and passivation.

The technology presents a high-performance single metal
functionalized surface with better control of the M vs. MO,
ratio from one element, as well as the stability shown in the
applicable device (H, pump). Two major issues can arise
when using a non-PGM HER electrocatalyst: The first issue
is shut-down-start-up procedure. When not in use, Ni spon-
taneously passivates its surface which leads to the loss of
metallic moieties, thus impeding the kinetics (reaction of
nickel to form oxide and hydroxide). The second issue arises
from long-term operation under negative potential, which
causes both nickel hydroxide and oxide moieties to be
reduced into metallic moieties only thus losing the requisite
hydroxide co-catalyst active sites, and therefore also imped-
ing the kinetics. Therefore, the use of a non-functionalized
catalyst in start-stop systems for on-demand hydrogen pro-
duction can be considered problematic. The technology
shows an outstanding catalyst that is better than the incum-
bent PGM catalyst (Pt/C), in a practical H, pump.

Moreover, an anion exchange membrane-H, pump is
introduced for the first time and shows a promising PGM-
free catalyst that stable for a long period (3 h of operation at
500 mA cm~2). The fact that the Ni-functionalized/K600 still
has a metallic component during the anodic study and has
oxyphilic moiety during cathodic study can provide a solu-
tion to those two major issues in a practical cell.

The methods described herein can be described as meth-
ods for direct synthesis of catalysts, can be scaled up, and
can be configured as continuous methods. The methods
described herein can provide an emerging type of material
for electrochemical catalysis designed to be used under
alkaline conditions. The catalysts provided herein can be
corrosion resistant, self-healing, more cost-effective, and
can have higher catalytic activity, while enabling production
of hydrogen at scale using low temperature membrane
technology operating at alkaline pH with earth sustainable
materials such as Ni instead of scarce noble metals.

EXAMPLES
Example 1: Catalyst Syntheses

Ni/K600 was prepared at 30% Ni metal on carbon black
support (Ketjen Black-EC600JD, Akzo Nobel Polymer
Chemicals) and was synthesized using a standard reduction
method. Briefly, carbon black was dispersed in 18.2 MQ
H,O (Millipore) and stirred overnight. The appropriate
amount of NiCl,.6H,O was dissolved in 10 mLL H,O and
was added to the carbon dispersion, and the reaction mixture
was stirred in an ice bath for one hour under a constant
stream of nitrogen. 3 molar equivalents (with respect to the
metal) of the sodium borohydride (NaBH,,) reducing agent
solution (Sigma Aldrich) were added dropwise to the reac-
tion mixture which remained in an ice bath for the remainder
of'the process. Once the exothermic reaction had completed,
the mixture was vacuum filtered, washed three times with
H,O and dried overnight at 80° C. under reduced pressure.
The catalyst was heat treated for at 700° C. for 3 hours in
argon.

Ni—Cr/K600 was prepared using the method described
by Bates, M K, et al., 2015. Briefly, K600 was dispersed in
water followed by enough NiCl,.6H,O and Cr(NO;),.9H,O
(reagent grade, Sigma-Aldrich) to create a 1:1 ratio of Ni:Cr
and a 60% wt. metal loading on the carbon support. The
reaction mixture was stirred in an ice bath under a constant
stream of nitrogen for one hour. 10 mL of freshly prepared



US 11,969,713 B2

9

NaBH, solution (3 molar excess with respect to the metals)
was added dropwise and the mixture was stirred for another
to ensure the reaction reached completion. The solid was
subjected to the same workup as described above (filtered,
dried, etc.) and heat treated at 500° C. for 6 hours in a 5%
H,/95% Ar atmosphere to fully anneal the alloy.

Ni-functionalized/K600 was prepared via the chelation of
Ni** with cupferron in the presence of the K600 carbon
support. 150 mg K600 was added to 20 mL of 18.2 MQ H,O
and stirred overnight. The appropriate amount of
NiCl,.6H,O and enough cupferron to create a 1:2 ratio of
Ni** to cupferron were dissolved in separate vessels. The
solutions of NiCl,.6H,O and cupferron were concurrently
added to the dispersion of K600 and the mixture was stirred
for 48 hours. Excess solvent was removed with vacuum
filtration and the product was dried overnight under reduced
pressure at 80° C. The complex was heat treated at 700° C.
in Ar for three hours to yield the catalyst. FIG. 2 depicts an
example of the chelating process and heat-treatment method.
The Ni**-cupferron complex was also prepared without
carbon support or heat treatment for characterization pur-
poses.

Example 2: Electrochemical Measurements

The three catalysts prepared in Example 1: Ni/K600,

Ni—Cr/K600, and Ni-functionalized/K600 were studied as
representative examples of non-functionalized, bifunctional
mixed metal oxide (MMO,), and functionalized monome-
tallic catalysts, respectively. FIG. 3 compares the polariza-
tion curves of these three catalysts to that of Pt/C in the HER
region (0 to =0.6 V. in H,). In FIG. 3, the Pt/C was LD
of 10 pg metal cm™ vs. non-PGM was at LD: 50 pg metal
cm™>,
Although the Pt/C shows superior HER activity in alka-
line pH, the non-PGM group catalysts show promising
activity, especially the Ni-functionalized/K600. As predicted
by the proposed bifunctional mechanism, the trend of HER
performance was: Ni-functionalized >Ni—Cr>Ni. The ratio
of Ni° and NiO,_ of Ni-functionalized/K600 was the best
ratio for HER mechanisms.

A study of the anodic upper limit study was conducted to
provide a comparison of passivation activity among the
three classes of catalysts. FIGS. 4A-4C show a steady-state
comparison after various upper anodic limit CV for Ni-
functionalized/K600 (FIG. 4A), Ni/K600 (FIG. 4B) and
Ni—Cr/K600 (FIG. 4C). The conditions were: 0.1 M KOH,
50° C., H, purged, 2500 rpm. An anodic study may seem
unnecessary in the development of HER catalysts which,
obviously, generally operate in negative potentials. How-
ever, in the practical context of an anionic electrolysis cell,
potentials can switch polarization during start-up and shut-
down exposing the HER catalyst to anionic potentials.
Moreover, various studies of optimizing the Ni:NiO, (or
M:MO,) ratio have shown the importance of balancing these
two reactants for HER mechanisms (Liang, Z, et al., 2017).
As mentioned previously, protecting the metallic Ni from
passivation would maintain a steady cathodic current, i.e.
stable HER performance.

FIG. 4A shows that cycling Ni-functionalized/K600 to
higher anodic potentials yields better HER performance,
which is mostly likely due to the formation of an optimal
ratio of NiO, and Ni°. The trend of Ni-functionalized/
K600’s HER activity increases when the anodic upper limits
increases to 1.05 V., relative to lower upper limits. The
lower HER performance of the catalyst obtained without
anionic conditioning demonstrates that the Ni-functional-
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ized/K600 initially had more Ni® than NiO,. It should be
noted that the HER activity of the Ni-functionalized/K600
decreased when the potential was cycled to 1.1 V. This
decrease in performance could have been caused by an
unfavorable ratio of Ni:NiO,, ratio where the presence of the
passivating species begins to hinder catalytic activity or a
corrosion of the carbon support. Ni/K600 and Ni—Cr/K600
have the opposite trend compared to Ni-functionalized/
K600 because they lack protection against passivation in the
anodic region.

The catalysts were tested for cathodic stability at -0.3
Vzee for various holding times. FIGS. 5A-5C show the
cathodic stability studies @—0.3 V. (before iR comp) of
Ni-functionalized/K600 (FIG. 5A), Ni/K600 (FIG. 5B), and
Ni—Cr/K600 (FIG. 5C). HER activity plots are taken from
the CVs, (0 Vg to =0.3 V), which are shown in the
insets of FIGS. 5A-5C. The insets each show a complete CV,
to focus on the Ni/NiO, redox peaks. The conditions were:
0.1M KOH, 50° C., H, purged, 2500 rpm.

The Ni-functionalized/K600 (FIG. 5A) was stable in the
cathodic region within 10 scans while the HER activity of
both Ni/K600 (FIG. 5B) and Ni—Cr/K600 (FIG. 5C)
degraded drastically within a couple of cycles. By going to
a more cathodic potential (0.6 V), more Ni hydride
(Ni—H,) was formed. The hydride formation was a sum of
two reactions: Ni—H_-1: metallic Ni and H_, ;; intermediate
during HER mechanism (Ni—H,,, formed from water
breaking step, then they were consumed for the Tafel step in
Rec. 4 and Rec. 5 above) and Ni—H_-2: metallic Ni can also
react with hydrogen dissolved in the electrolyte (Selvarat-
nam, 1960). Based on evidence from Ni-hydride studies
dated back to 1960s (Selvaratnam), Hall et al. used modern
characterizations to prove further that the formation of
hydride in the Ni lattice could change the density of states
of Ni and thus decreased the HER activity (Hall, D S, et al.,
2013).

Further studies (not shown) measured the sensitivity of
the HER activity of the Ni/K600 to a H, environment
compared to an Ar environment, i.e., rapid HER degradation
and passivation in H, vs. Ar environment. In contrast, the
Ni-functionalized/K600 showed similar surface properties
in Arand H,, suggesting that the Ni surface was not sensitive
to the reaction Ni—H, -2. Throughout this disclosure, all the
RDE studies were done under H, environment to mimic the
practical cell anion exchange membrane operation, where a
large amount of H, gas will form continuously on the anion
exchange membrane-catalyst layer interface.

The insets of FIGS. 5A-5C present the CVs that illustrate
the anodic vs. cathodic behavior of Ni/K600 vs. Ni-func-
tionalized/K600 initially without 0.3 V,-—hold (0 s) and
various holding times (30 s, and 10 m). The performance at
the 9th scan was noted as it was the most stable after the
cathodic hold. According to Hall et al., the longer the hold
time, the more H, was formed and the more Ni—H, will
form in the Ni bulk, i.e., HER activity after 10 m hold will
be the lowest.

Ni/K600 and Ni—Cr/K600 suffered hydride alteration in
the Ni bulk and changed the Ni—Cr/K600’s performance
from being the best initially (i.e., the best M:MO, ratio) to
the worst after cycling and holding past 10 minutes. More-
over, cycling all the materials up to 1.05 Vg, can passivate
the Ni surface as shown in FIGS. 4A-4C. Although the Ni
particles of Ni/K600 do not have a modified surface, or have
a CrO, shell, the Ni/K600 HER degradation happened much
slower compared to Ni—Cr/K600. The drastic degradation
from Ni—Cr/K600 could be because of the low Ni loading.
Although the current was normalized to area per Ni elec-
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trochemical surface area, which showed the true initial
current performance per active sites, the rate of degradation
depends on how much material is there. Therefore, Ni at 50
pg/cm? loading (30% Ni/K600 and 30% Ni-functionalized/
K600) would have a slower HER degradation, from H,
poisoning and passivation, than Ni at 25 pg/cm?® (60%
Ni—Cr (1:1)/K600). In contrast, the Ni-functionalized/
K600 had a modified Ni surface to protect Ni from H,
poisoning and passivation, thus providing the superior HER
activity. Evidence of protection for the Ni-functionalized/
K600 was further shown during subsequent characterization
of the catalysts.

Electrochemical measurements were conducted using an
Autolab potentiostat/galvanostat (PGSTAT30, MetrOhm).
All RDE experiments were conducted in a 3-electrode
configuration using a fluorinated ethylene propylene (FEP)
cell with a 50° C. solution 0.1 M KOH (semiconductor grade
99.99% metal trace, Sigma Aldrich) as an electrolyte. A gold
flag was used as a counter electrode and all potentials were
measured against a reversible hydrogen electrode (RHE).
Inks composed of 0.6 mL. H,O, 1.39 mL 2-propanol, 10 ul.
of' Nafion dispersion (5% wt., Alfa Aesar) and an appropriate
amount of catalyst were drop-casted onto a 0.247 cm? glassy
carbon electrode. 10 ug cm™ and 50 ug cm™> were the target
metal loadings of Pt/C and Ni-based catalysts, respectively.
The electrolyte was purged with Ar and catalysts were
conditioned prior to acquisition of electrochemical data by
cycling the potential from 0.05 V- t0 1.05 V- ten times.
Unless otherwise stated, RDE measurements were acquired
with a scan rate of 50 mV s™! with the working electrode
rotating at a rate of 2500 rpm. Current density for Ni-based
catalysts were normalized to A cm™2,, based on the available
Ni active sites taken from 0.03 Vi to 0.35 Vg All
potentials reported were corrected for uncompensated resis-
tance.

The anodic stability of each catalyst was assessed after
anodic and cathodic conditioning. After conditioning in Ar
gas, the solution was purged with H, gas, and three different
upper limits (0 Ve, 1.00 Vige, and 1.05 Vi) were
obtained. After an initial sweep from OCP (open circuit
potential, for example, typically +0.02 V) 10 0 V4, the
potential was cycled ten times either from 0 V- to -0.60
Vieug —0.60 Vg to 1.00, or —=0.60 Vi, to 1.05 Vg
Chronoamperometry was taken from OCP to 0 Vg to
—-0.02 Vg t0 =0.20 V- in increments of 5 mV increment/
step immediately after each CV.

The cathodic stability of the catalysts was also tested after
the electrolyte was purged with H, gas. The potential was
cycled from OCP to 0.3 Vg t0 1.05 Vg, for a total of
9 complete scans. After the 9% scan, the potential was
brought to —-0.3 V. and held for 30 s after that, the
potential was cycled from —0.3 V- to 1.05 V.- 9 times.
This procedure was repeated with a 10 minutes hold at -0.3
VRHE'

Hydrogen pump experiments were obtained using 5 cm?®
gas diffusion electrodes (GDEs) hot pressed to a novel
polyaryl piperdinyl-based anion exchange membrane
(AEM) (University of Delaware). Catalyst inks were pre-
pared with a targeted metal loading of 3 mg/cm?. Isopropa-
nol and water (1:1) were added to the catalyst yield a 3% wt.
solution with respect to the total mass of catalyst. Finally, a
solubilized form of the ionomer (25% wt. with respect to the
catalyst) was added to the ink and sonicated for one hour. In
each experiment, Pt/C (47.2%, Tanaka) was used as an HOR
catalyst, with one of the Ni-based HER catalysts. All hydro-
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gen pump experiments were conducted at 60° C. with
humidified H, flowing across the anode and humidified N,
flowing across the cathode.

Example 3: Catalyst Characterization

Cupferron was selected as a chelating agent in this study
because of its ability to form complexes with nickel in
aqueous solutions under mild conditions. Cupferron has
been extensively used for chelation-based extraction of trace
metals and its complexes have been characterized, however
this is the first instance where it has been used for the
preparation of electrocatalysts (Liu, H, et al., 2002). In an
inert atmosphere, metal-organic complexes such as
Ni(Cup),.2H,O thermally decompose to form metal or
metal oxide particles dispersed in amorphous carbon. The
structure and composition of the metal-organic complex as
well as the heat treatment process determine the structure
and composition of the final products, and a thorough
mechanistic understanding of the decomposition reactions is
essential to further improve the performance of this class of
catalysts. The decomposition mechanism generally
involves: (1) rupture of metal-ligand bonds to nucleate
nanoparticles; (2) particle growth via catalytic reaction at
particle surface; (3) carbonization of organic residues and
reduction of metal oxides.

The general decomposition process of Ni(Cup),.2H,O
was characterized by TGA/DSC analysis combined with
SEM/EDS and XRD. First, dehydration of the complex
occurs at ~100° C. forming the anhydrous complex followed
by the melting of the complex at =200° C. Based on Bottei
and Schneggenburger, the cupferron decomposed to NO,
NO, gases a little before 200° C. and resulted in forming
NiO (Bottei, R S, et al., 1970). Carbonization of the carbon
residues begins at ~400° C. and the NiO is reduced to Ni°.
Above 650° C., Ni has the ability to graphitize the carbon
backbone (Su, P, et al., 2013; Tominaka, S, et al., 2016). The
chelation and decomposition processes are summarized in
FIG. 2.

XRD patterns of both Ni functionalized, and non-func-
tionalized on carbon showed one phase of Ni metallic (Ni%)
having a similar crystallite size of about 11 nm which
matches TEM images showing an average particle size
range was 10-12 nm. SEM images show high surface area
nano-materials imbedded on carbon for both catalysts (FIG.
6A, FIG. 6C). The overall Ni loading of the Ni-functional-
ized was determined by ICP-OES and corroborated with
TGA and EDS. A systematic approach was used to optimize
catalyst synthesis (e.g. metal loading, heat treatment time,
etc.). Evidence of protection for the Ni-functionalized/K600
was found during characterization.

FIG. 6A shows a HR-TEM image of Ni-functionalized/
K600 with a Ni particle encapsulated by about five graphite
layers. The Fast Fourier Transform (FFT) (FIG. 6A, inset)
and the SAD (FIG. 6B) confirmed the carbonaceous material
covering the nickel particle was graphite due to the presence
of 002 lattice plane in both of these images. FIGS. 6C and
6D represent the big difference in SAD patterns between
30% Ni-functionalized/K600 and 30% Ni/K600, where the
functionalized Ni had graphite plane (G-002) while the
non-functionalized Ni had none. FIG. 6A shows a HR-TEM
image of =30% Ni-functionalized/K600 (Ni-func/K600) and
FIG. 6C shows a HR-TEM image of 30% Ni/K600. The
SAD patterns of Ni-functionalized/K600 (FIG. 6B) vs.
Ni/K600 (FIG. 6D) were taken at 100 nm areas.

Ex-situ XPS was conducted on three samples: Carbon
support (K600 as a control), Ni/K600, and Ni-functional-
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ized/K600. The surveys showed that no Ni was present on
the K600 sample while peaks associated with Ni° were
detected on both Ni samples (Moulder, J F, et al., 1992).
Oxygen and carbon contributions are detected to roughly the
same extent (comparable peaks areas) for all three samples.

FIGS. 7A-7B show the deconvoluted peaks of the Ni 2p
region XPS spectra of Ni-functionalized/K600 (FIG. 7A)
and Ni/K600 (FIG. 7B). According to literature, the Ni° peak
is located at 852.5+0.3 eV (Huthner, S, et al., 1975; McIntyre,
N S, etal., 2007; Barr, T L, 1978; Beccaria, AM, et al., 1995;
Moulder, J F, et al., 1992), while nickel monoxide (NiO) can
be found and is centered at 854+0.3 eV (Beccaria, A M, et
al., 1995; Moulder, J F, et al., 1992; Barr, T L, 1991;
Mclntyre, N S, et al., 2007), and nickel hydroxide (Ni(OH),)
is centered at 855.5+0.3 eV (Beccaria, A M, et al., 1995;
Moulder, J F, et al., 1992; Mclntyre, N S, et al., 2007).
Degenerate peaks can also be detected due to the plasmon
effect (Hollinger, 1986) at 858.5 eV for Ni° and 861.2 eV for
NiO, (Kim, K S, et al., 1972). The XPS spectrum of Ni/K600
(FIG. 7B) shows no Ni°, and that the surface is comprised
of Ni(OH), (main phase) and NiO. Peaks associated with
Ni® are absent in Ni/K600 due to oxidation from ambient
conditions. Conversely, Ni® was the main contribution in the
spectrum of Ni-functionalized/K600 (FIG. 7A and Table 1),
indicating that the chelation of the Ni, formed during the
preparation disclosed herein, resulted in protection from
water and limits passivation of its surface under ambient
conditions, as shown in FIGS. 6A and 6B.

As the two catalysts undergo comparable heat treatments
and considering that Ni-functionalized/K600 is stable long
term under cathodic potentials (unlike the Ni/K600, FIG.
5B), it can be inferred that this is due to the preservation of
the Ni° active sites. The TEM images are consistent with this
hypothesis as they show graphite layers encapsulating the
nickel nanoparticles for the Ni-functionalized/K600 (FIG.
6A), where no graphite layers could be detected for the
Ni/K600 (FIG. 6B). Based on the XPS spectra of these two
catalysts, it is reasonable to assert that in the case of
Ni-functionalized/K600, the graphite layers prevent severe
passivation of the nickel surface, while no such protection is
available for Ni/K600. Also, since both metallic nickel and
nickel hydroxide active sites are necessary for HER kinetics
(Volmer and Tafel steps), (Liang, Z, et al, 2017) the
improved performance of Ni-functionalized/K600 relative
to Ni/K600 can explained by a mixture of nickel metal and
nickel hydroxide on the surface of the former whereas in the
case of the latter the surface is comprised entirely of
Ni(OH), (see Table 1). C 1 s XPS spectra also showed
evidence of C—C bonds on the surface of the catalysts, but
the C—C bonds from the K600 and the one encapsulating
the Ni particles are not differentiable.

TABLE 1

XPS quantitative results for Ni 2p survey

Ni-functionalized/

Binding Energy (V) Bonds K600 Ni/K600
852.6 Ni metallic 43.5 0.0
853.5 NiO 45.8 0.0
855.2 Ni(OH), 10.7 100.0

An in-situ XAS study was conducted on Ni/K600 and
Ni-functionalized/K600 at the Ni K-edge in a H,-saturated
0.1 M KOH electrolyte. Spectra were collected as a function
of applied potentials to monitor the active Ni/NiO, redox
behavior of the two samples during catalysis. FIG. 8C shows
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that the Fourier Transform of the extended X-ray absorption
fine structure (FI-EXAFS) of the Ni/K600 at 0.6 V- has
two peaks (1.5 A and 2.8 A) that coincide with the peaks of
the Ni(OH), standard with reduced peak intensity because of
the nanoscale particle size. In addition, Ni/K600 has a small
peak around 2 A that overlaps that of the Ni reference foil.
Meanwhile, the intensity of the X-ray absorption near edge
structure (XANES) at 0.6 Vg is in between those of
Ni(OH), and Ni foil. These results indicate the coexistence
of metallic Ni° and Ni(OH), at 0.6 V. As potentials
gradually decrease to -0.1 V., the XANES intensity
gradually drops; meanwhile the intensity of the FI-EXAFS
peaks of Ni(OH), reduces, accomplished by the dramatic
increase of the intensity of the FT-EXAFS peak of Ni°.
These trends clearly indicate the transition from Ni(OH), to
Ni triggered by lowering the potential.

Conversely, both the XANES (FIG. 8B) and FT-EXAFS
(FIG. 8A) spectra of the Ni-functionalized/K600 closely
resembles those of the Ni foil and remain nearly unchanged
within the potential range of 0.1 to 0.6 V... The spectra
of Ni(OH), is undetectable. These results agree very with the
XPS data and provide in-situ evidence that the functional-
ized carbon prevents the Ni surface from forming a passi-
vating oxide layer. Note that the lack of peaks associated
with Ni(OH), in spectra shown in FIG. 8A does not neces-
sarily indicate the absence of Ni(OH), but rather the spectra
is overwhelmed by the spectra of the Ni°. This is a particu-
larly reasonable deduction given that most of the Ni in the
particles with an average particle size of 10 nm is electro-
chemical inactive and in the form of Ni°. Therefore, the in
situ XAS provides clear evidence that the surface Ni in the
Ni-functionalized is protected by the functionalized carbon
and largely retains the Ni° state.

The performance differences between Ni-functionalized/
K600, Ni/K600 reduced, and Ni—Cr/K600 are unambigu-
ously kinetics-based. Therefore, a kinetic model based on
previous studies (Machado, 1994; Oshchepkov, A G, et al.,
2018) was used to fit the Faradaic current of each catalyst to
better understand how Ni-functionalized/K600 outclasses
the two others catalysts. Oshchepkov et al. described the
reduction mechanism of the hydroxyl species, which is
considered the first reaction to occur when the electrode is
polarized negatively (Oshchepkov, A G, et al., 2018):

s—(OH),+e”—s—(OH)+OH" (Rec. 6)

s—(OH)+e —s+OH(7) (Rec. 7)

The Volmer-Heyrovsky mechanism was considered for
the HER, as it was postulated that it is most likely this
consecutive step mechanism that is occurring for the HER,
than a Volmer-Tafel (Machado, 1994).

s+e"+H,0—H_ , +OH" (Rec. 8—Volmer)

H,;+H,0+e"—=H,+OH +s (Rec. 9—Heyrovsky)

Also, it was important to take into account the formation of
hydrides, as it is very well known that Ni° tends to form
hydrides when polarized negatively (Machado, et al., 1994;
Hall, D S, et al., 2013; Franceschini, E A, et al., 2018; Hall,
D S, et al., 2013)

s+H,0+2¢"—s-H_+OH~ (Rec. 10)

Finally, as hydrides are unstable in water solution, it is
natural to consider the evolution of hydrogen from hydrides
species:

s—H_+H,0—H,+OH +s (Rec. 11)
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The kinetic model was developed assuming Butler-Volmer
behavior, (Bard, A L, and Faulkner, L. R, 2001; Diard, J, et
al., 1996) and a Langmuir isotherm to simplify the system.
The concentration of hydroxyl on the electrode interface was
considered to be the same than in the bulk electrolyte. The
development of the Kinetic Model (See supporting infor-
mation) has led to the following faradaic current density
expression:

16

FIGS. 9A-9C shows a very consistent fitting for each
material. To keep a sensible fitting of the data, the rate
constant for the Volmer step (easiest one) was constrained to
the same order of magnitude for the three materials (as in the
end, the barrier energy for the binding of H to a nickel active
site should be the same for the three catalysts). The fitted
kinetic parameters are presented in Table 2.

TABLE 2

Fitted parameters value, for the 10 m cathodic hold at 0.3 VRHE experiment
for Ni/K600 reduced, Ni—Cr/K600 and Ni-functionalized/K600

Ni functionalized/ Ni—Cr/
K600 Ni/K600 K600 Reaction
k, ; (ems™) 4.36E-03 5.00E-05 5.00E-05 s — (OH), + e <> s — (OH}+
k, , (ems™) 4.03E-02 5.00E-05 5.00E-05
a, | 0.53 0.5 0.50
k,, 5 (cm ™) 4.00E~03 5.02E-05 5.02E-05 s — (OH) + e~ <> s + OH—
k, 5 (em sh 5.98E-02 5.00E-05 5.00E-05
a, » 0.50 0.5 0.50
k, 5 (ems™h 1.84E+00 1.76E+00 1.77E+00 s + e + H,0 — H_,, + OH-
0, 5 0.80 0.81 0.82
k, , (ems™) 5.41E-02 545E-05 4.02E-05 H_,, + H,O+ e — H, + OH +s
a, 4 051 0.5 0.50
k, s (cm sh 1.00E-04 3.95E-01 3.92E-01 s+ H,O+ 2~ —»s—H_+ OH”
a, s 0.50 0.5 0.50
k, ¢ (cms™) 221E+00 235E-01 1.94E-01 s—H_+H,0 H, + OH +5
K, o/, 4 34 32353 43866
K, ok, 5 22012 0.6 0.5
K, /K, | 93 1.0 1.0
K, o/, 149 1.0 1.0
As expected, the fitting shows that the fastest step for the
P —FT(2Kgs + 2Kgs) Eq. D HER is the Volmer step, thus implying that Heyrovsky is the
4 Kps  Kps KoplOH'1'  Ko1Ko [OH T2 35 rate-determining step for the HER. However, this is not as
I+ —+—+ . . e e .
Kra ks Kra KrKp: simple: when looking at the kr3/kr4 ratio, it is evident that
With: the latter is by far lower for the Ni-functionalized/K600,
- than for the Ni/K600 and Ni—Cr/K600, showing a faster
Ko; = kosexp(@oimi @1+ Eu.) a2 Heyrovsky mechanism for the Ni-functionalized/K600.
K = knsoxp(—aam [+ Eni)) (Eq. 3) 40 Another observation is the kr6/kr5 ratio that depicts the

And:
0. symmetry factor for the oxidation of the elementary
step i

Ol ;: symmetry factor for the reduction of the elementary
step 1 (and @, +0i, =1)

f=F/RT

ko ;: rate constant of the oxidation direction, for the
elementary step i

kg ;: rate constant of the reduction direction, for the
elementary step i

E: Electrode potential

I': the concentration of the surface-active sites (mol cm')

0,: coverage rate of species I (and £0,=1)

[OH™]*: Bulk concentration of the hydroxide

The experimental data were fitted to the model, and this
was done using a non-linear least-square method program.
The correlation between the experimental and the calculated
Faradaic current density is presented on FIGS. 9A-9C, for
the 10 m hold —0.3 Vg FIGS. 9A-9C shows Faradaic
current fitting for the 10 minute hold at —0.3V. Experimental
data were taken from FIGS. 5A-5C; Ni/K600 (5A), Ni—Cr/
K600 (5B), Ni-functionalized/K600 (5C). FIGS. 9D-9F
show surface occupancy of the five surface sites for Ni/K600
(9A), Ni—Cr/K600 (9B), and Ni-functionalized/K600 (9C).
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speed of oxidation of the hydrides. In both Ni/K600 and
Ni—Cr/K600, the ratio is very low, implying that the
hydrides species are accumulating on the electrode surface.
On the other hand, for the Ni-functionalized/K600, the ratio
is very high, implying that the hydrogen evolution from the
hydrides is a very fast process. Also, it must be noted that,
the value of kr5 (hydride formation on the electrode) is much
slower for Ni-functionalized/K600 than for the other two
catalysts. In order to better grasp the role of the hydride
poisoning of the surface, the surface occupancy of each
active sites versus the potential is depicted on FIGS. 9D-9F.

FIGS. 9D-9F show a surface poisoning/accumulation of
NiH, for Ni/K600 and Ni—Cr/K600, while the surface of
Ni-functionalized/K600 is nearly free of NiH,. The impact
of surface hydrides on the HER is evident, as a high surface
concentration of H_,, is crucial for a fast proceeding of the
Heyrovsky step, and the worst materials (Ni/K600 and
Ni—Cr/K600) are clearly depicting that the greater the
polarization to negative potential, the lower the amount of
H_,. It is thus highly probable that the graphite shell,
surrounding the Ni nanoparticle is playing a key role in the
deactivation of the hydride formation of Ni, while not
affecting the HER performances. Similar effects were
claimed with Ni, embedded in reduced graphene oxides
(Franceschini, E A, et al., 2018).

Regarding a H, pump and its application, hydrogen pump
fuel cell experiments were performed to assess the perfor-
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mance and stability of the Ni-based HER catalysts in a
practical context. Fuel cell tests were in run in a hydrogen
pump configuration, as opposed to a water electrolysis
configuration, in order to decouple the overall cell perfor-
mance from the sluggish kinetics of the OER. The reactions
in a hydrogen pump fuel cell are:

Anode: H,(g)+20H (aq)—=2H,0+2e™ (Rec. 12)
Cathode: H,O+2e™—20H (aq)+H,(g) (Rec. 13)
Overall: H,(g)—H,(g) (Rec. 14)

While hydrogen pump cells do have practical applications
such as electrochemical hydrogen separation, here it is used
only to demonstrate how these HER catalysts perform in a
fuel cell. FIG. 10 compares the polarization curves of three
hydrogen pump cells, each equipped with one of the three
Ni-based HER catalysts, to that of a cell with a Pt/C HER
electrode. In all four cells, a Pt/C electrode was used for
HOR. Surprisingly, the polarization curves in FIG. 10 con-
tradicts several trends in the curves obtained in RDE experi-
ments shown in FIG. 3. At every point of the curve,
Ni-functionalized/K600 requires a lower overpotential than
the other HER catalysts to attain the same current density.
Compared to the polarization curve obtained from the RDE
study shown in FIG. 3, where Ni-functionalized/K600 does
not surpass the current density of P/C until ~-520 mV.
Ni-functionalized/K600 does appear to be preferable to Pt/C
in a water splitting cell: at 500 mA cm™>, a current density
used to benchmark electrolysis cells, Ni-functionalized/
K600 out performs Pt/C by 154 mV. Differences in perfor-
mance between Pt/C vs. Ni-functionalized/K600 in funda-
mental and practical contexts will be examined in the
subsequent studies. FIG. 10 also contradicts FIG. 5 in that
Ni/K600 outperforms Ni—Cr/K600 as higher cathodic cur-
rent was applied. However, it is important to remember
Ni—Cr/K600 is more susceptible to hydride poisoning
(FIG. 5C) and it is likely that the catalyst was deactivated
during MEA conditioning.

In FIG. 10, steady-state studies of the three Ni-based
catalysts were collected at 500 mA/cm® over a period of
three hours were used to assess the stability of these cata-
lysts. The cathodic stability trends shown in FIG. 5 match
those collected in the H, pump cell. Ni-functionalized/K600
showed no decay in performance and improved slightly over
the three-hour experiment. Ni/K600 and Ni—Cr/K600 both
required increasing overpotential at rates of 4.84 mV hr™*
and 3.80 mV hr™' to maintain the current density. The
hydrogen pump experiments demonstrate the high-perfor-
mance and robust nature of Ni-functionalized/K600 relative
to other classes of Ni-based HER catalysts in a practical
context.

X-ray diffraction (XRD) patterns were obtained using an
Ultima IV XRD (Rigaku) operated at 40 kV and 44 mA. The
X-ray source was Cu Ka (lambda=1.541 A). The procedure
was a function of time that uses 0.1° step size and 5 s hold
per step. XRD patterns were analyzed with PDXL 2 (Ri-
gaku) software.

X-ray photoelectron (XPS) spectra were acquired using a
Kratos Axis Ultra DLD spectrometer using a monochro-
matic al Ka, powered source at 125 W. Charge neutralization
was not necessary. Three areas of each sample were ana-
lyzed ensure consistency. Pass energies of 20 eV were used
for the acquisition of high-resolution spectra. The fitting and
quantifications were made possible thanks to Casa XPS
software, and the sensitivities factors were the ones provided
by the manufacturer. High-resolution spectra were acquired
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for Ni 2p, C 15,0 1s,and N 1 s. Acquisition times for the
surveys were of 3 minutes, while for high-resolution spectra,
surveys were acquired for 1 hour.

Overall metal loading was determined by inductively
coupled plasma optical emission spectroscopy (ICP-OES)
performed by Robertson Microlit Laboratories (L.edgewood,
N.I).

The preparation of the XAS electrodes can be found in
previous work (Jia, Q, et al., 2015). The XAS experiments
were conducted at room temperature in a previously
described flow half-cell in which continuously H,-purged
0.1 M KOH was circulated (You, B, et al., 2016). The
voltage cycling limits were -0.1 to 0.6 V.. The XAS
spectra at the Ni edge were collected in the transmission
mode, at the ISS 8-ID beam line of the National Synchrotron
Light Source (NSLS) II, Brookhaven National Laboratory
(BNL). Typical experimental procedures were utilized with
details provided in previous work (Jia, Q, et al., 2014).

High resolution-transmission electron microscopy (HR-
TEM) and selected area diffraction (SAD). The (TEM)
images and their Fast Fourier Transformations (FFT) as well
as selected area diffraction were collected on an FEI Titan
Themis 300 HR-TEM (Northeastern University, Burlington
campus, MA). Scanning electron microscope (SEM) images
and energy dispersive spectra (EDS) were collected on a
S-4800 FE (Hitachi).

TGA data of Ni-functionalized catalyst was collected on
a SDT Q600 (V20.9 Build 20, TA instruments). The Ni**-
cupferron complex (i.e. without carbon support) was char-
acterilzed using a 10° C. min™* ramp to 700° C., Ar flow (100
min~).
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The invention claimed is:

1. A method of making a transition metal catalyst, the

method comprising the steps of:

(a) forming a slurry comprising carbon black particles and
an aqueous solution comprising a salt of a transition
metal M and an oxygen-containing chelating agent;

(b) mixing the slurry, whereby the aqueous solution is
absorbed by the carbon black particles;

(c) separating the carbon black particles containing the
absorbed solution from the non-absorbed solution;

(d) drying the separated carbon black particles to obtain a
solid product; and

(e) heating the solid product, whereby a first portion of M
is oxidized, a second portion of M is reduced to form
nanoparticles comprising M°, and a carbon matrix
comprising graphene forms and surrounds the nanopar-
ticles to form the catalyst.

2. The method of claim 1, wherein M is a 3d transition

metal selected from the group consisting of scandium,
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titanium, vanadium, chromium, manganese, iron, cobalt,
nickel, copper, zinc, and combinations thereof.

3. The method of claim 2, wherein M is nickel.

4. The method of claim 2, wherein the nanoparticles
comprise M:M,0,/C, and wherein y is from 3-9 and x=(2y-
D).

5. The method of claim 1, wherein the nanoparticles
comprise M:M,O,/C, and wherein 1<y=3 and 1=xsS5.

6. The method of claim 1, wherein the oxygen-containing
chelating agent is selected from the group consisting of
N-nitroso-N-phenylhydroxylamine (cupferron), ethylenedi-
amine-tetraacetic acid, 2,3-dimercaptopropane-1-sulfonate,
deferoxamine, nitrilo acetic acid, dimercaprol, meso-2,3-
dimercaptosuccinic acid, and combinations thereof.

7. The method of claim 1, wherein the slurry formed in (a)
comprises about 40 wt % of M, to which a solution of the
oxygen-containing chelating agent is added dropwise.

8. The method of claim 1, wherein the slurry formed in (a)
comprises M and the oxygen-containing chelating agent in
a 1:2 molar ratio.

9. The method of claim 1, wherein the heating in (e) is
performed at about 600° C. to 800° C.

10. The method of claim 1, wherein the heating of (e) is
performed in an inert atmosphere.

11. The method of claim 1, wherein the nanoparticles
formed in (e) further comprise an oxidized form of M.

12. The method of claim 11, wherein the nanoparticles
formed in (e) comprise reduced and oxidized forms of M at
an atomic ratio in the range from about 1:1 to about 1:3.

13. The method of claim 1, wherein the nanoparticles are
each surrounded by from 1 to 5 layers of graphene.

14. The method of claim 1, wherein M in the final catalyst
is prevented from contacting water when the catalyst is used
in an aqueous environment.

15. The method of claim 1, wherein the final catalyst
comprises from about 10% to about 70% of M (wt/wt) based
on the total weight of the catalyst.

16. The method of claim 1, wherein the carbon black
particles comprise microparticles and/or nanoparticles.

17. The method of claim 1, wherein the carbon black
particles have a surface area of at least about 1000 m*/g, at
least about 1200 m?/g, or at least about 1400 m*/g.

18. The method of claim 1, wherein the method does not
comprise use of a reducing agent.

19. A transition metal catalyst comprising a plurality of
nanoparticles, wherein each nanoparticle comprises both
reduced and oxidized forms of a transition metal M and is
encased in one or more layers of graphene.

20. The transition metal catalyst of claim 19, wherein the
catalyst is made by a method comprising the steps of:

(a) forming a slurry comprising carbon black particles and
an aqueous solution comprising a salt of a transition
metal M and an oxygen-containing chelating agent;

(b) mixing the slurry, whereby the aqueous solution is
absorbed by the carbon black particles;

(c) separating the carbon black particles containing the
absorbed solution from the non-absorbed solution;

(d) drying the separated carbon black particles to obtain a
solid product; and

(e) heating the solid product, whereby a first portion of M
is oxidized, a second portion of M is reduced to form
nanoparticles comprising M°, and a carbon matrix
comprising graphene forms and surrounds the nanopar-
ticles to form the catalyst.

21. The transition metal catalyst of claim 19, wherein M

is a 3d transition metal selected from the group consisting of
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scandium, titanium, vanadium, chromium, manganese, iron,
cobalt, nickel, copper, zinc, and combinations thereof.

22. The transition metal catalyst of claim 21, wherein the
nanoparticles comprise M:MyOx/C, and wherein y is from
3-9 and x=(2y-1). 5

23. The transition metal catalyst of claim 21, wherein the
nanoparticles comprise M:MyOx/C, and wherein 1<y<3 and
1<x<S5.

24. The transition metal catalyst of claim 19, wherein the
nanoparticles comprise reduced and oxidized forms of M at 10
an atomic ratio in the range from about 1:1 to about 1:3.

25. The transition metal catalyst of claim 19, wherein one
or more oxidized forms of M are present at a surface of the
nanoparticles.

26. The transition metal catalyst of claim 19, wherein each 15
nanoparticle is encased in one to five layers of graphene.

27. The transition metal catalyst of claim 19, wherein the
catalyst is suitable for catalyzing a hydrogen evolution
reaction and/or an oxygen evolution reaction.

28. An electrode comprising the transition metal catalyst 20
of claim 19.



